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(54) mm<D^m y":f>^^-:f^mmi^(Dmt^ 
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(I) '^7r^^n^<t'^m^rz.\t^(Dm.^%^:i^ 
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(2) 



4^^^5~2 2 9 9 9 7 





R' — N ^COO' 



1 

Me 



( IV) 




(III) 




Me 



( ID 




(11 ' ) 
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(3) 



4^lfl^5-2 2 9 9 9 7 



Me-N 




A 



COO'^ CO 




[0 0 0 1] 
CO 0 0 2] 



Me-N 



( 1 ) 

[0 0 0 3] 




30 



( I ) 

[0 0 0 4] 

[^l::7] 
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(4) iffBS^FS- 2 2 9 9 9 7 

5 6 



(Via ) 

R'-MeLeu-OH » R'-MeLeu-O R* 

( V a ) ( IVa ) 

R'.-MeLeu -<s'\' ^ >H-MeLeu -(/\* 

( IVb ) ( IVc ) 

* ^ <D ^ * (i ^ ® m 



(VIb) I 

R'-MeLeu-OH ) B ' -MeLeu-0'^8* 

(Va) iL<tt^©iS:iStt«Sffitt: tfcttWJ^ (IV d ) 

R'-MeLeu-0'"^R''. R'-MeLeu-(AR» . 

(IV e) . (IVl) 
* t± -e CD « * {± ^ 

[0 0 0 53 [-fbS] 
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(5) #11^5-2 2 9 9 9 7 

r 8 



R»-MeLeu -0^R% + H-Meleu-</\« 

( IVf ) ( IVc ) 



R' -MeLeu-D-PliLau-MeLeu 
(Ilia) 
* fc tfc ^ <7) ^ 



R '-MeLeu-D-PhLac-HeLeu-0'^R»B ^ 



(III b ) 



R * -MeLeu-D-PhLac-Meteu 
(lllc ) 

R^a-MeLeu-D-PhLac-HeLeti -O'^R* 7^7 R$2 81 

(Illd ) 
* fc ^ CO 



H-HeLeu-D-PhLac-HeLeti 
(ITIe ) 

[0 0 0 6] [>fb9] 
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(6) Wm^S~2 2 9 9 9 7 

9 10 

R ' -MeLeu-D-PhLac-M€Leu-0^'^R*« + n-MeLeu-D-PliLac-Meleu -c/^R^ 
{ IT [ c ) line) 



> 

R' -MeLeu'D-PhLac-MeLeu-D-Lac-WeLeu-D-PhLac-MeLeu-O^R* 

( II a ) 



mm 9 



R ' -MeLeu-b-PhLac-HeLeu-D-Lac-tteLeu-D-PhLac-WeLeu 
C 1 1 b ) 
^rci,t^ (DM 



> 

R» - UeLeu-D-PhLac-MeLeu -D-Lac-MeLeu-D-Phl.ac-Meleu-O'^R^ c 

(He) 

[0 0 0 7] 30 WblO] 
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C7) 4^lll¥5-2 2 9 9 9 7 

11 12 

R * -MeLeu-D-PhLac-MeLeu-D-Lac-MeLeu-D-PhLac-MeLeu-(r ^R^ 
( Ila ) 
^ fc (± iE: O ^ 





-MeLeu-D-PhLac-MeLeu-D-Lac-MeLeu-D-PhLac-Meleu -(/^R*a 
did) 
^ fc ^ <D « 

Mt^?^ I 1 

a-MeLeu-D-PhLac-MeLeu-D-Lac-MeLeu-D-PhLac-MeLeu-0'^*' 

( He ) 
^ i± ^ <D ^ 

^ 



H-MeLeu-D-PhLac-MeLeu-D-Lac-MeLeu-D-PhLac-Meleu 
Cllf ) 
* fc fci ^ <^ « 

[0 0 0 8] Wbl 1] 
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(8) 



#M^5-2 2 9 9 9 7 



13 



14 



H-MeLeu-D-PliLac-HeLeu-D-Loc-WeLeu-D-PhLac-MeLeu -0' "COOH 

dig) 



T— MeLeu-D-PhLac-HeLeu-D'Lac-MeLeu-D-PhLac-MeLeu-D-Lac 



( I ) 



[0 0 0 9] {^^. i^^xSK^ Ji^n^nMiii^ 
ntiti)V'^^>^^. 'R^,\-^m^^nT:Lf3)V^^iy^. r 20 

CO 0 10] CC0ejJ^#^3MCTT^yl^. ^Zf^Y^. 

<t-3T^$n^o D~a-t Hn^>-ynfc!;t>^ (D 

i^- /3-:7 j:-;pyntr^>^ (D- /3 -:7x::i;i/?L 

[0 0 11] ib'&^j (I) . (II) . (III). (IV) ^ 
^TS (V) <Dtt^^imm\^. m.m(Dim^<Dm.r'fx.i:>% 

m m^^t. ^mm. mmm. h'jy)i^:tnmmm. v 



^- wtm^mm^n^bmnvc^m an , 

xs (IV) tiff^Tabo, m?L\t. Tm(Dmm.m\z^'t'j5 
w^^tz\tm.m<D:^m\z^'oxmm.'r^z.hii^'j^^^. z. 
(Dmmm<D}^±(Dmm^^zsuy<omm\z^\^^x. 
^m<7:>mmp^\zn^^n^m^ (D^^(Dm^^mhm^n 
t^i^Tmm\zmm-r^. mm] L{tmzmy^t)^ys:i>f 

X Wb ^ ntdti ;l/3}^^ s^-St^ x;7. x ;l/^^^cD^?jF3l;^cj:^ 

t?J:v^'(Kj^r;i/^;i/X7.5^;i'7&^^tf ^n^c ^c^^j^hb 
fi?yAt^pt5';^xx5=-;k x^;i/xx-t';I/. ynb';i/ 
xx-x;k v:?'nf;l'XX5^;K :/^;i'XX5=-;k -r 
y:/5";wxx^;K mHi^:^5=';V'X7.5^;i/. ^>5^;i/x 
xt-vII/. ^^v;pxx7^;v^c?){g:ji^7;v4^;i/xx7^;p ; 
^JA^^T-feh^vp<^;uxx-7=';k 7'nb':^"x;u:^:^i^ 
;<^;i/xx7^jv, . :/5^u;u:^^5/;<^;!/X7.5^;p. /n' 

T)l^y^ JU^^ iyi&mrjl'^JVx.T. y^JV ; ^Jx. 2 - 
3 — Fx5^j|/XX7^;k 2. 2, 2 - hu^nnx^^jl/ 
xx^;k ^o^y (^rc«>?S;^cfihU) An «s 
Wd r;u^;uxx5^;u ; 0ij^^ffc:x;i/xx5^;v, ru;!/ 
xX"7^Jk ^<7>i£jST;u^x;l'X;^-7^;U ; m:^itt^>i^ 
;uxx7=-;k 4-^ h^^i^'^^^e^juxxT^;!/. 4-xh 
n^>i;;i.xx7^;i/. :7 j^;^^^;1/xxt-;i^, h'j5^;i/x 
-^>Xfc Hu;ux;^5^;k t'x (><h=^->':7x 
x;i/) ;<5';i/XX"T-;i/, 3. 4 - h^v-^>v?;px 
7.^;k 4-tFn^">-3. 5 - v^Hii^:/5^;u^> 
v^;i/xx7^;u^cDji^7^M^s^^i>j^< t^im^^v 
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15 

[0 0 12] ^m'^ntztiA^^zyiz:^\>f^umm\z 

DnTir^;U. >^n^T-ir^;i/. v^J^nnTir^Jk h 

u-;p:t=^-> mm) r)vtij^)]^m. m?L\tyx.=^)v 

tf^):^^=^U-()V. ±y^)U^U:t^zyU^Jl^(DrV 
— ;k y:z.^^)V:t^iytJ)V:^:^)V. p--hO-^>i^ 

<7>^y (^feJiv^fcJthg) :7x-;v (igjK) t;p^ 
[0 0 13] ±M7^/%mm\z\ty^jm.'^^^j'\^ 

(I) (nimm.m^y.Tm&\z^mt^. 

[0 0 14] ^j^^l 
it-^m (IV a) ^rz.\t,^(Dm'±. it^^ (Va) ^Tcti 
^c^^iS^^fc-S-ife (Via) '^rcU,^o:>K^^^^tK^>^ 
'^^k^Z.h\z^y)^it't^^L-fA'r^^^. :i<DKm^. 

\t.. hU-^A. t!^^^. •te>"j7A^<7>7;i/^ 

>, h:nu>> 1, 5 ->?7if b'vi:7n [4. 3. 0] 
y>-5-X>, 1. 4 -i^T-tf biv'^n [2, 2. 



(9) #M5p5-.2 2 9 9 9 7 

16 

2] :ti5':$^>, 1» 8-i^T1ft:v^D [5. 4. 0] 
tiSo S^&ti, 31^, Tfc. 'B^;^ti;<i$^y— ;k x^y- 

mmimizm^-^tifsir^^fj^. 31*. j^T^viLjiomT 

izKj^^^i^mtDti^. 
[0 0 15] mmm2 

(IV c) ^f::.\t^(Dmt. {t'^m (IV b) 

^ ^ 7 a y u.m^(r^mMKm \z^'t^h\z^y)Wt 

^i^^chUTli. -9fyxfr^:hhU'^A, tlO^Am<Drj\f 

<Oh^J7)\/^)U7^>. tfrrUX 1, S-i^Tlftf-V 
i7D [4. 3. 0] y>-5-X>, 1, 4->^Tift' 
ly^a [2. 2. 2] ::f^:$'>, 1, S-i^r^\diy^ 
U [5. 4. 0] '^>y^C7-7 -Ji>^<D^ofS:mm 

30 mM^^xmmm^timM^n^. 

[0 0 16] $f^75:^^LTt^. mx\'^^m. mm,. 
ne::r>K, h^}^uumfk. v^)y}V:^umm^<r>^ 

m. h'}y)V:^umm^(oh^);\umm^(o^o'fs,m^ 
^mT^um\^. ^jx.f^Txv-;K >^xy-;u^co^ 
^ ':^>mum<D^^y\zffo<^tim^v^^. Km^. m 
;fc> m?i\t:^^ x^y-;i/^<z)T;i.n- 

m^mmLvxmmr^^Lti^x^^. K^^^mLm\t.^\z 
^^•^nts.\^^ti\ mn. }^nTfx\^^\.tn^y\zK^-f}m 
t>n^. z<Dmi^Kmzmm-^nn^'M7t^^L.x\t^ 
^WMTt^^xsmmMytfi^m^i^n^. it^^m.7t\zw, 

50 mm^ti\tmmm.L<Du^^x%^. s»M7u(c^^$ 
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(10) 



Wm^o-'2 2 9 9 9 7 



17 



18 



•5Ci:j5«-C^^o >fb^^^ (IVd) c^;^;V3j^=^^->S«C:fett 

-fbr^ F ; ^fcli^J;^J^>'T/^5^;^xX5^;i/> ^ 

2 N" = CH-] x7^T-;k trx;i/xx-T-;k 
::^i;VX7L^;k p-xhD>'jix>!Ux7.^;k 2. 4- ^ 
i^r:ha>^xx;i/x;;^5^jU, hU^nn^xxjvxxx- 

xx;i/x;<.5=-;u, ;>^e>;i/:7xxjuxX'T';k :7jix;i/r 
v^7xx;i/x:7.'7^jk :7xxju^^x;^T-;k p-nh 
n:7xx;i/^^xx5=-;i/, p u>';u5^:^xx5^;k 
:tF;U7t^4^->p^^;u^:tx7.-T-;k tf ^xji/xx5=-;k fc! 
ijv?;uxx5^;k tr'^u>?;uxx7^;k 8-^/ij;i/^ 

:^XX5^;i/li5cD?&ft>fbX7.7";k ^/zliMx.'/^N, N- 
(IH) -l^'JK>, N-fcFD:^^^/^^^^^^ 5^ 



[0 0 17] iS[jtfe3 
^b-a-^ (IVd) ^rz\t^<Dm\t. it^^ (Va) 'bb< 
ISRjc^^'ft^^^^fcfS^om^^b'^^ (VI b) L^^^^ 

'^^:z^\z^r}m.m.r^z.tf)^x^^. ^(DK^-t^m. 
t^\zm,Ttmi t,nmz\.xfst^n^. vit.f3'^-DX^<DK 

[0 0 18] mmmA 

(IV f) ^fcJi-^COiSti, {b^J^ (IVe) ^fcli 

M5i^ 2 ^#P.-r-<#T^-5. 

[0 0 19] Mit^5 
^fb-^^dlla) ^/ct5-^<^:Sti. fb-^#l (IVf) ^tz\t 

ib-^i^ (IV c) ^t:LU7^ymz^n^^(DK^.^ 

Me 

I 

(-CON-) \z^^^i(mz^y)fs 

N-t Fn^^v':73';b-f ^ l-fcHn^v— lH- 
^ > h U T V-;i/^co N - F D Mb^il^ a: <7>XX 

'^^^b'&i^ (IVd) (^aiiicj&UT-^-neo*;^^^*^.^ 

[0 0 2 0] T5y^tc::fett^$fM;^JS^l^^^^<hb 
T«, Ib-^i^ (IVe) <i:r;UT'th*, ^h>cDJ:'5;^:ft 
- jKb-^^j ^ £DSj^::ir ck T^^T ^ y y a:>m.m 
M-f 5 y ^ ^ rcli CO X :^ 5 >M25:i£m^t^ : it^m 

(IVe) ^fX (hU^^;P'>U;l') TirhTSH, ^ 

y (hU;^5^;ui/U;0 T-thr^K; i^x (hUj?c^ 

x^^-r^iy u jummi^ ; ^b-s-i^ (iv e ) ^^mm. 
:tsx^'>^<DKjit:^\z^'DX±^'r^mmm-im^fibn 
SJt>«. tK, ^Jx.{f>*^y-;k x^^y-;]/ 
^(;Dr;i/n-;k 7±h>. /'irhxhU 
;k ^^nnzJ^jUA. :^{b^^P>. mtx,^\y>. y-h 
yyiYuVy>. S^^X^^k N. N - 

^sv^r^b-^ife (ivd) ^mm(r^m'i^tz.\t.^<r>m.<r>wx 

v-Y a H : N- v/7n>\:^^v'jU-N' y X5^ 

5 H ; N- vi57n^:^v;u-N' - (4- 

i>:^J')\^T ^ J ^y^Xi^^'^yM ti)\^it--J^^ K : NT, 

N' -v?x5^;u:^/;u4^i^-r5 h\ N, N' -i^^vfu 
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(11) 

19 

ypfcf;!/) ;^j;^3}^i;-r s F ; n, n' 
:::iJl/t*X- ( 2 - 5 ^ V— ;U) :^>^^^U' 

>~N->-^n^^>';i/-f ^> ; N, N-tf;^ (2-::}- 

^dU H ; xh^v7-fe5^k> : 1 -TJl^n^^v- l - 

>: 2 -x^;!/- 7 - h Kd^v^>X'1' V:t=^it^/U 
2-X^;i/-5- (m-X;l/7^:7iiix;i/) -fv 
:^-=*^-9-V/U^At:Hn^'>H -^^^P^grn: l- (p-i^ 
□ □--^>if >x;i/4^x;i^:t4^'» -6-^nn-iH- 

10 ^ t: ir-fi^cD<i: 5 /^tt>^coi8S^?PJco#feT 

[0 0 2 1] Kmt^tz.T)vti^)^mmm.7^mm. fu 

[0 0 2 2] Mitj^e 

^b^i^(iiic) ^ti\'±^<Dm^. it^maiih) ^rz.\-x 
^m.'r^^t:^^^^. ^(DK^.\t.m.wm\zwt.m2 ^ so 

[0 0 2 3] Mjtfe? 

^b^^ciiie) ^tL\t^<Dm'^. ^^maud) ^r^\t. 
T^zt^t-c^^o z(DKmtmmmzmmm2 tmm 

[0 0 2 4] lS[3t^8 

it-^^ (II a) ^rc\t^<Dmit. ^fb-^^^diic) ^r:i\i 4o 
ti)v^-^i^m\z^n^^<r>K^.^mmw'^it\^^(om. 

^b^^rdiie) ^t:L\^r^jm\z^n^^(DKm^^ 
mm^^fz\-t^(D^t.Kj^^^^^ z t\zxr>m.m'T^^ 
^t^x^^. z<DKi^>^^'mm.m\zmm^st,nmz\.x 

[0 0 2 5] ffit^9 

Yb^^ (lie) ^rz\t.^(r)m^. it"^^ (lib) ^rz\^ 
^r)^m'r^ztf)^x^^. :i(DKmt^nwzm.^m so 



^m^5-2 2 9 9 9 7 

20 

2 tmm\zLxntDti^o urc^^^oTccDSir^co^^ts 
sail 2 ^^mr^^x $> ^ • 

[0 0 2 6] mm^i 0 ^b-e-^^ did) ^/^i^i^om 

ti, ^b-^^ (II a) ^:^cll^<7):^o:^;i/4^^v'S^f^14 
^zt^^X^^, 

C0 0 2 7] mmmi i 

{b-^^ (II f) ^:^cfi^cDj^l^, -fb-^ife die) ^rz\t 

^(Dm^T^y um^<D&imKj!^-izn'r zLiz^omm 
-r^z^Lit^x^^c z(DKft^\t^m^\zmmm2Lmm 
icLTfr^n^c i.rzi^^'Dxz<DBLJt-<o0kmt.m.itm2 
^mmr^^x^^. 
CO 0 2 8] mmmi 2 

{b^tf (I) ^fcl^-^oSt^. ^t-t^ dig) ^fcti;^ 

SO#^ET^{bSJ^iJtC{^J-r d i: \z^ D SliiT^ C td^T 

#-2)0 c:cOj^^£;«. M^CD^t^c^y^^F-^fi^i*, Tc^L;^ 
t^^l-^^M^i^^i, ?S14xx5=-;^?£, F^ 

>fb^«fei did) ^mmm<Dm^ti\t^cDm<Dmxmmr- 
^m'^iz\tmm<Dm^m(D:m^-r{zrft:>n^c Kftr^it.^ 
M^^, t;I/3-;k ■7^F^tFn7^>. Pl^x^;u 

N, N- v;<5^;i/:^;l'Ar5 F. >^^nD;?<3^>. 

n A CO ^ -5 <D^« ^ U it) i: U T^J^;^ \zm^ 

m^R^t'^u\^^^(Dmo:>mm^xnt^n^o K^mm\t 
mzm^-^ n-r. m'^r^mTfs:\^^vmmrfa:>mmx. ^ 

[0 0 2 9] :;^ciw::<^%?^3<j)||5£M^:^-ro 

Boc-MeLeu-OH (2. 4 5 g) <75;<:$^ (3 Oml) . 

pH7. 2tvrz. mm^mmy\z^^Lm\zi?^^)[^ 

:^;i/A7^F (lOffli) ^tn^mm^W^VT:!. ^^i^ 
jj^^JU^^JI/AT^ F (lOml) T^^^Llt. %^nti 
mm\Zi^y^^}V^s)U^.T^]^ (2 Oml) (S) -a 

-^au-:/a\:^:t>m^>i^)VJLA'rJV (2, 3 8 g) 
^JnA^MTl 4^fHiat^Lfe. K}t-m\zyi<i (1 0 Om 
1) ^fiD;^X~-x;U (100 ml XI, 50mlx2) Tfft 

U Tf# nfcm^JB^i^ ^ U a T F if ^ 7 - 

irj:03(f^b^^it>> m^x^j\^<Dmm (9 : l V 
XV) T^wL;to mm(D^m^^^tsmmm^(Dmu 

J&ii^U. Boc-MeLeu-I>-Lac-OBzl (4. 0 8 g) S:^?^ 

f^^^±f$.^tvxmco 

IR(i-h):1742a694cm-^ 

NMR (CDC 1 3 ; 5 ) : 0. 90-0. 96 (m, 6H) , 1. 44 (q, 9H) , 1. 40-1. 76 
(m, 6H) . 2, 73 (s) nt^ 2. 76 (s) (3H) . 4. 74 (dd) iBt* 4. 96(d 
d)(lH),5.07-5,24(m,3H) 
EI -MS 306[M-Boc]" 
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[0 0 3 0] ^%^2 
Boc-MeLeu-D-Lac-OBz 1 (2. 58g) o:>i>^U)V:^'^> 

mm (ismi) \zv')y)V'tnmm (i smi) ^^kj^t 
\zm7Limmm.w\^t:Lo m^^mi^^, tk (somi) ^ 

^I0^fiS^nj^^7K^:^ h U ^h.y\^1^m^MPL p H 9 U 
:^Co x-"r-;l. (5 0ml x 3) T«&aiUtl7K««tS!:^ h U »^ 
ATl^^b/^Co ^^t^^^LH-MeLeu-D-Lac-OBzl (1. 

8 1 g) ^^^m^mhx^xntL. 

IR(l-h):1741ciii-^ 

NMR(CDCl3 ; 5 ) :0. 89 (d, 3H) , 0. 92 (d, 3H), 1. 45-1. 55 (m, 2 
H) , 1. 52 (d. 3H) , 1. 6-1. 8 (m. Ifi) , 2. 35 (s , 3H) , 3. 27 ( t , IH) , 
5. 1-5. 25 (m, 3H) , 7. 3-7. 4(ni, 5H) 

CO 0 3 1] mmm^ 

(S) - a-{7UU':fu\±^>m^>-J}V:r,7.'r)V(Dj^ 
^y)\z (s) ~ oi-^uu- ^-y:xL-)V:fu}dit>m 
^>i^)ix.7.^)i (2. 6 2g) ^m^^fcw^m^mmM 

1 tf^^ftLTBoc-MeLeu-D-PhLac-OBzl (2. 5 8 g) 
IR(^-*h):174ia695cr^ 

NMR(CDCl3 : (5):0.89(d,6H),1.43(s)tHf 1.49(s)(9H), 
1, 4-1. 6 (m, 3H), 2. 60(s)t31:* 2. 65 (s) (3H), 3. 0-3. 3(m, 2 
H) , 4. 7-4. 8 (m) :f 3 fc* 5. 0-5. 35 (m) (4H) , 7. 2-7. 45 (m. lOH) 
EI -MS 384tM-Boc]* 

CO 0 3 2] mmm4 

Boc-MeLeu-D-PhLac-OBzl (1. 2 9 g) 

(isiDi) mmizi o%/'^^i^^i,mm co. 4g) ^ 

n-otL. MiK^fil^U, Ig^^g^L, Boc-MeLeu-D-Ph 
Lac-OH (1, 0 8g) 

IR(::-h) :1742, 1712, 1679cnr ^ 

NMRCCDCh : (5):0.89(d)tai:* 0. 90(d) (6H). 1. 44 (s, 9H). 
1. 45-1. 7 (m, 3H) , 2. 73 (s) * 3t' 2. 78 (s) (3H) . 3. 12 (dd, 1 
H) , 3. 27 (dd, IH) , 4. 5-4. 6 (m) t3t*4. 7-4. 8 (m) (IH) . 5. 25- 
5.5(ni, lH), 7.2-7,3(in,5E) 
[0 0 3 3] 

Boc-MeLeu-D-PhLac-OH (1. 0 8 g) . H-MeLeu-D-Lac- 
OBzl (1. 0 2g) . 5/^n;U^3^> (2 0ml) mSh 

ux^;i/r^> (0. 8 4 ml) (DU^mz^nymtyd 

X (2 -^4^v- 3 -::e-^l5-^/U >^x;u) ^.y^y^y 

(0. 7 7g) $:j!niA, ^J^TSPtr^a^^Lfc. (5 
OiDl) $rlin^g^l5X^;i/ (5 0mlX3) TiSttil^fCo 

(om^'^m (4 : 1 v/v) T^tiibfco mmo^mm 

€-g'tr^£ti®53'CD^i^^M^L.Boc-MeLeu-D-PhLac-MeLe 
u-D-Lac-OBzl (1. 7 8 g) UT#;^o 
IR (l-h) : 1740, 1697, 1664cr ^ 

NMR(CDCh ; d ) :0. 8-0. 9(m. 12H), 1.41(s)tar 1.47(s)(9 
H).1.4-1.6(m.9H),2. 77 
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(s, 3H) , 2. 80(s) t3 f 2. 88 (s) (3H) , 3. 0-3. 15 (m, 2H) , 4. 6- 
5.5(m, 6H),7. 2-7, 4 (m, 1 OH) 
RAB-MS 683 [IM]* 

[0 0 3 4] ^j^^6 
Boc-MeLeu-EhPhLac-MeLeu-D-Lac-OBzl (0. 8 2 g) CD 
J-}]^ (2 5ml) mmz 1 0 

(0. 2 g) ^2]nx7Ki^zfX^iB^H^:A:5vi£Tli^iMT 1 

Boc-MeLeu-D-PhLac-MeLeu-D-Lac-OH (0. 6 6 g) ^# 

10 tz. 

NMR(CDCl3 ; (5 ) :0. 8-1. 0(m, 12H) . 1. 46(s, 9H), 1- 4-1. 7(m, 
9H) . 2. 73 (s, 3H) , 2. 8U3t* 2. 92 (s) (3H) . 3. 0-3. 3(m. 2©, 
4. 6-4. 9(ni, IH), 5. l-5.4(iQ, 2H), 5.4-5. 5(m)*3f 5. 75-5. 
85 (m) (IB),7.2-7.3(ffl. 5H) 

[0 0 3 5] ^mmi 

Boc-MeLeu-D-Lac-OBzl co^tD D ICBoc-MeLeu-D-PhLac-Me 
Leu-D-Lac-OBzi (0. 8 4 2 g) ^Wi\^^tz.^Js^\tmMm 
2 i:l^il{CLTH-MeLeu-D-PhLac-MeLeu-D-Lac-OBzl 

(0. 6 5g) ^^^mm^\^xmz. 

20 im(CDCl3 ; (5 ) :0, 75-0. 90(m,12H), 1.1-1. 4(m,3H), 1.50 
(d, 3H) , 1. 4-1. 8 (m, 3H) . 2. 44 (s, 3H) . 2. 92 (m, 3H) , 3. 09(d 
d, 2H) , 3. 23 ( t . IH) , 5. 05-5. 25 (m, 3H) , 5. 33 (dd. IH) , 5. 52 
(t,lH).7.2-7.4(m,10H) 

[0 0 3 6] mm^ 

Boc-MeLeu-D-PhLac-OHCDf^^:> 0 tCBoc-MeLeu-D-PhLac-Me 
Leu-D-Lac-OH (6 2 4mg) ViH-MeLeu-D-Lac-OBz I 
(Df^t:>DlCH-MeLeu-D-PbLac-MeLeu-I>-Lac-aBzl (5 8 9 
mg) ^^Vi}fe£JL^ti^Jg#iJ5 tfl^lttCLTBoc-MeLeu- 
D-PhLac-MeLeu-D-Lac-Me 1 eu-D-PhLac-MeLeu-D-Lac-OBz I 
30 (1. 1 1 g) ^^-fe^^^UT^;/^- 
IR(?y' 3-;V) :1738, 1691. 1662cm- ^ 

NMR(CDCl3 ; 5 ) :0. 75-1. 0(m, 24H) . 1. 05-1. 8(m, 18H). 1.41 
(s ) ta 1. 47 (S) (9H) , 2. 65-3. 2 (m, 16H) . 4. 65-4. 8 (m) t3f 

4.9-5.5(m)(10H) 
R-^-MS 1157 [M-4I]* 
[a]2» D-74,22(c0.99,Me0H) 

[0 0 3 7] ^jrS^9 
Boc-MeLeu-D-PhLac-OBzl Of^t? »9 (CBoc-MeLeu-D-PhLac- 
MeLeu-D-lac-MeLeu-D-Phlac-MeLeu-D-Lac-OBzl (5 3 3 
40 mg) ^ffiVifcJK4^tl^Sg^J4 tial^tCLTBoc-Meleu- 
D-PhLac-MeLeu-D-Lac-MeLeu-D-PhLac-MeLeu-D-Lac-OH 

(4 7 6. 7mg) ^^^^^hX^xmz. 
IR iV/ a-JW : 1738, 1694, 1661cm- ^ 

NMR(CDCl5 : (5 ) :0. 8-1. 0(m, 24E) . 1. 05-1. 7(m. 18H) , 2. 6- 
3. 2(m, 16H) , 4, 6-4. 8(m) , 4. 9-5. 0(m). 5. 0-5. 5(m) (7H), 5. 
73(t.lH),7. 1-7. 3 (m. lOH) 
[a]" -77.94»(c 1.00 MeOH) 

[0 0 3 8] \ 0 

Boc-MeLeu-D-PhLac-MeLeu-D-Lac-MeLeu-D-PhLac-MeLeu- 
5^? D-Lac-OH (2 9 1mg) . ^>5^ :7;l';^-D 7x y — ;l/ 
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23 



24 



(6 0mg) (0'y^U)\,:^^y (5inl) ^^SICtK^T 1 
V^^^Ymm^ (7 3mg) ^Sn^^?^T2^^it*^b 

(3 : 7VXV) r^aibfco R^rMco^^^^^-^tr^^ai 
iii:$^O^it^@^bB0C'MeLeu-D-PhLac-MeLeu-D-Lac-Me 
Leu-D-PhLac-MeLeu-D-Lac-OCe Fs (295. Img)^ 

NMRCCDCla ; (5 ) :0. 8-1. 0(m. 24H) , 1. 1-1. 8(m. 27H), 2, 7~3. 
2 (m, 16H) . 4. 6-4. 8 (m) , 4. 9-5. Km) tSk' 5. 2-5. 6 (m) (8 
H),7. 2-7.3(01, lOH) 

[0 0 3 9] %W^ \ 1 
Boc-MeLeu-D-PhLac-MeLeu-D-Lac-MeLeu-D-PhLac-MeLea- 
D-Lac-OCeFs (2 8 5mg) (Om^t^'^Uy (Bml) m 



10 



*rBlit*^Lrco «HT{C?^i^^@^l>. H-Meleu-O-PhLac- 
MeLeu-D-Lac-MeLeu-D-PhLac-MeLeu-D-Lac-OCa Fb -CFa COO 

H Ola^^ife (3 5 Omg) ^f^^mhi.xm:L. 
[0 0 4 0] 2 

H-MeLeu-D-PhLac-MeLeu-D-Lac-MeLeu-D-PhLac-MeLeu-D- 

Lac-OCeFs-CFaCOOH (3 5 Omg) 5^;i/7K;UAT 
a H2ninc^^b9 OX:{CilPMUfcfcfU v> (5 O Oo 

1) ^^\z2. bnm^ts^nxmTi^in. z.com'tm^^ 
orTi 5. sPtr^im^^Lfcc mm^m.^T\zm^L.r:L 

m> (5 0mi) ^JO;^. X— ( 5 0 ml x 

2) Tffi&aiufc- aai^StSro, oiNig^TK. ^%mk 

^^XDmm (1:1 V/V) Tj^ttSUfc. l9fM(7)^ 



I — M( 



eLeil-D-PhLac-MeLeil-D-Lac-BeLeD-I>-PliLac-MeLeu-D-Lac 



□ 



(16 8mg) ^&&^Mt\yxmr^o 

IR05Br):1742,1665cffi-^ 

NMR(CDCl3 ; (5 ) :0. 72-1. Old, 24H) , 1. 20-1. 82 (m, 12H), 2. 

75-2. 83 (m) tat* 3. 06 (s) (12H) . 3. 00-3. 20 (m, 4H) , 4. 45- 

4.55(ifl).5,02-5.18(m)t3k*5.02 -5.18(ni)t3i:' 5.28- 

5. 71 (m) (8H) . 7, 20-7. 40 (m, IQH) 

FAB-MS: 949 [NM]^ 

[a]" 5-106.I3»(C 0.105 MeOH) 

[0 0 4 1] ^mm\ 3 

Boc-MeLeu-D-PhLac-MeLeu-D-Lac-MeLeu-D-PhLac-MeLeu- 
D-Lac-0H(99ing) (OV^^ n;P^ 9 ymWi (1ml) h U 

y)v^nmm (0. 5ml) ^ymy\zM^\m^mw 

Lfc. ^ift^MmTlcW^ H-MeLeu-D-PhLac-MeL 
eu-D-Lac-MeLeu-D-PliLac-MeLeu-D-Lac-0H'CF3C00H(124iD 

g)<£#f::« 

NMR (CDC 1 3 , 6 ) : 0. 70-1. 10 (m, 24H) , 1. 15-1. 75 (m, 18H) , 2. 
70-3. 20(m, 16H) , 4. 90-5. 60(m. 8H), 7. 20-7. 40 (m. lOH) 
FAB-MS: 967 [M-^€]* 
[0 0 4 2] ^Ifegy 1 4 



^^^ffl^T 0 Boc-MeLeu-OH (2. 45g) , H-L-Lac-OB 

zKi.sog) <7:>':/^D;i/;<i$^>?g?S{-. i^;^5^;UT5 y t: 
Ui^v (0. 1 2 g) , 1 -x^;u-3- (s-e^^^ 
;i/y^/:/nfcf;i/) ^^mmm, (2. ig) 

;^ ( 1 0 0 m 1 ) ^JQA, g^l^X^;V (10 0ml 

x3) Tttmurco fflas^K&ii7KfiSSE:^hu»^A-e^^ 

h^^:7^ -{cj:03ltSib, ^^-'t^>i^^x5^;^cDM 

|g (3 : 1, V/V) T^ttSLfco ^UtT^^^Ktr^r-g-tf 
itmiii^CD?§j^:£S^U, Boc-MeLeu-L-Lac-OBzl (3. 
7 g) ^^trc, 

NMR (CDC 1 3 ; 6 ) : 0. 91 (d. 6H) . 1. 44(s. 9H) , 1. 40-1. 72 (m. 6 



E),2. 76(s)t3k*2.77(s) (3H) . 4, 65(dd):^ab*4. 89(dd) (1 
20 H) , 5. 07-5. 25 (m, 3H) , 7. 35-7. 45 (m, 5H) 

[0 0 4 3] rnmmi 5 

H-L-Lac-OBz 1 (Oi^ty 0 tCH-L-PhLac-OBz i ( 2 . 5 6 g ) ' 
^m^^ft.^^\tmi^^mi At,ni§k\Z\^X. Boc-MeLeu-lr 
PhLac-OBzl (4. 5 4 g) ^nti. 

NMR(CDCh ; (5):0.89(d.6H),1.40(s) t3k* 1.49(s) (9H)",;" 
1. 40-1. 68(m. 3H) . 2. 60(s. 3H). 3. 02-3. 25(m, 2H), 4, 60-4. 
67 (m) 4.88-4.96(m)(lH),5.08-5.29(m.3H),7. 14-: 

7. 40 (m, lOH) 

[0044] mimi 6 

30 Boc-MeLeu-D-Lac-OBzl COi^t:>y)\Z Boc-MeLeu-L-Lac-0 

Bzi (3. 7g) ^m^^rz.^mtMmm2 t.mm\z\^x.^ 

H-MeLeu-L-Lac-OBzI (2. 6 g) €#feo 

NMR (CDC h ; (5 ) :0. 88 (d, 3E) , 0. 92 (d. 3H). 1. 92-1. 54 (m. 2 
H) , 1. 48 (d, 3H) , 1. 65-1. 85 (m. IH) , 2. 37 (s, 3H) . 3. 23 (dd, 1 
H) , 5. 11-5. 26 (m, 3H) . 7. 26-7. 40 (m, 5H) 

[0 0 4 5] 

Boc-MeLeu-D-PhLac-OBzl (Di^t> X> iCBoc-MeLeu-L-PhLac- 

oBzi (4. 5 4g) ^m^^tz.^i^\^mmmAt.nmz\. 

X. Boc-MeLeu-L-PhLac-OH (3. 5 6 g) ^^fz. 
40 NMR(CDCl3: 5):0.89-0.94(m,6H),1.42(s) n\L 1.46(s) 
(9H) . 1. 42-1. 66 (m. 3H) . 2, 61 (s, 3H) , 3. 16-3. 31 (m, 2H) . 4. 
62-4, 70(iB) 4.78-4.86(m)(lH),5.05-5.35(ni,2H). 
7. 22-7. 35(m, 5H) 

[0046] mmmi s 

Boc-MeLeu-D-PhLac-OHOQf^^ 0 (CBoc-MeLeu-L-PhLac-OH 
(3. 5 g) , H-MeLeu-D-Lac-OBzlOfic^OlCB-MeLeu- 

L-Lac-oBzi (2. 6 g) ^m^^^ti^A9v\-mmm^ t:mm 

(CL/TBoc-MeLeu-L-PhLac-MeLeu-L-Lac-OBzl (4. 5 5 

g) ^ftfCo 

50 NMR(CDCh ; 5) :0. 80-0.95 (m.l2H),l. 42 (s) nt" 1.45 
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(s) (9H) . 1. 48 (d, 3H) . 1. 40-1. 80 (m, 6H) . 2. 64 (s , 3H) . 2, 85 
(s) 2.91(s)(3H),3.07(s, IE), 3.10(s,lH). 4.62-4. 

50 (m) tat* 4.87-4. 95(m)(lH).5.07-5.42(ni,H).7.20-7. 
36 (m. lOH) 
CO 0 4 7] 



#M^5-2 2 9 9 9 7 

26 



[SmS] ¥^4^8^7 5 \WEn^\ 

i^mmLW [0 0 0 4] 

MiE^^^g^] 0 0 0 4 
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(15) 



!t#BI¥5-2 2 9 9 9 7 



Cl' ^R' 

(Via ) 

R'-MeLeu-OH » R ' -MeLeu-O^R' 

(Va) (IVa) 



R»,-MeLeu -0' 
(IVb ) 
* fc ii * <D 



-iAr' 



->B-MeLea 



cr- 



( VIb ) 



R'-MeLeu-OH 



R'-HeLeu-O' ^8 



r 



(Va) tUtttORJ5tt»«* (IVd) 
4 



X.. 



R'-MeLeu-O ^R'« 

( IVe ) 



-> R'-MeLeu-Cr ^R'c 



MiEjtt^s^«] mmm [ o o o 5 ] 

msEn^mm^^ 0005 [jbs] 
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(16) 



2 9 9 9 7 



R'-MeLeu 

r TV r > 



r 



7lf it 



( IVc > 



R'-lleLeu'D'PhL«C'HeLeu 
(Ilia ) 



-A- 



ft ' -MeLeu- D-PhLac-MeLe 
(Illb) 



R ' .-UeLeu-D-PhLac-MeLeu 



R * -ilelea- D-PhLac-MeLeu 

( 1 1 1 c ) 



H-HeLeu'D-PhLac 
(llle ) 



MlE^^Jlg^] 0 0 17 
CO 0 1 7] Sgitfe3 



^b^4^ (IVd) ^fcl^^coi^ts, ^fb-a^i^ (Va) ^Tz 

it-^co^^^t^m (V I b) ^ L < \tK^s^^m^^rz 
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